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DIAMOND SINGLE CRYSTAL, METHOD
FOR PRODUCING THE SAME, AND SINGLE
CRYSTAL DIAMOND TOOL

CROSS-REFERENCE TO RELATED
APPLICATIONS

This U.S. National stage application claims priority under
35 U.S.C. §119(a) to Japanese Patent Application No. 2012-
146444 filed in Japan on Jun. 29, 2012, Japanese Patent
Application No. 2012-152485 filed in Japan on Jul. 6, 2012,
and Japanese Patent Application No. 2012-152503, filed in
Japan on Jul. 6, 2012. The entire contents of Japanese Patent
Application No. 2012-146444, Japanese Patent Application
No. 2012-152485 and Japanese Patent Application No.
2012-152503 are hereby incorporated herein by reference in
their entirety.

TECHNICAL FIELD

The present invention relates to a diamond single crystal
for use in cutting tools, abrasion-resistant tools, precision
tools, heat-dissipating members, substrates for semiconduc-
tor devices, and optical components, a method for producing
the diamond single crystal, and a single crystal diamond
tool, particularly a single crystal diamond cutting tool, for
use in turning of parts of automobiles, mirror finish of
optical components, spherical processing, and fine fluting.

BACKGROUND ART

Because of their excellent characteristics, such as high
hardness, high thermal conductivity, high light transmit-
tance, and wide band gap, diamonds are widely used as
materials of various tools, optical components, semiconduc-
tors, and electronic components and will become more
important in the future.

In addition to natural diamonds, synthetic diamonds hav-
ing stable quality are mainly used in industrial applications.
Presently, most synthetic diamond single crystals are indus-
trially synthesized under conditions where diamonds exist in
a stable state, that is, at a temperature in the range of
approximately one-thousand one-hundred to two-thousand
nine-hundred degrees centigrade and at a pressure of at least
tens of thousands of atmospheres. In addition to the high-
temperature high-pressure synthesis method, another estab-
lished diamond synthesis method is a gas-phase synthesis
method. With recent advances in production techniques for
diamond single crystals produced using a gas-phase synthe-
sis method, that is, chemical vapor deposition (CVD) dia-
mond single crystals, diamonds for use in tool and optical
applications, as well as jewelry have been commercially
produced, as described in Non Patent Literature 1 and Patent
Literature 1.

For example, single crystal diamond tools are used in
mirror finish and precision processing of nonferrous metals,
such as aluminum alloys and copper alloys, and plastics,
such as acrylics, for use in automobiles, optical apparatuses,
and electronic equipment. Since single crystal diamond tools
are generally more expensive than sintered diamond tools,
which are often used in relatively rough processing, inex-
pensive and improved single crystal diamond tools have
been proposed in Patent Literature 2, for example.

In industrial applications of diamond single crystals,
relatively large millimeter- or centimeter-size single crystals
are mostly used in cutting tools, such as bits, dressers, and
end mills. These diamond single crystals are used in indus-
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trial basic processes, such as dressing of whetstones, ultra-
precision machining of nonferrous metals, and mirror finish
of resins. Thus, it is important to constantly and stably
supply diamond single crystals.

Single crystal diamond tools, such as cutting tools (bits),
dressers, and end mills, are used in industrial basic pro-
cesses, as described above. Thus, it is important to stably
supply diamond single crystals for use in these single crystal
diamond tools.

Fluctuation in the price and amount of commercial natural
diamond single crystals, which account for most of the
industrial diamonds, is a factor contrary to stable supply.
Because of the limited reserve of natural diamonds, the
reserve of natural diamonds is decreasing with mining. A
decrease in the reserve of natural diamonds may cause an
increase in price or a decrease in the amount of commercial
natural diamond single crystals. Thus, the role of synthetic
diamond single crystals is expected to become more impor-
tant.

Furthermore, natural diamond single crystals will be
gradually substituted by CVD diamond single crystals.
However, in industrial applications, particularly in cutting
tool applications, existing CVD diamond single crystals are
not as widespread as high-pressure synthesized diamond
single crystals. This is because CVD diamond single crystals
have lower toughness than natural diamond single crystals
and high-temperature and high-pressure synthesized Ib-type
diamond single crystals, and there is the technical problem
that CVD diamond single crystals are difficult to process into
the shape of a tool, such as a bit or an end mill, or chips or
cracks tend to form during processing of a workpiece. This
is similar to the situation where high-temperature and high-
pressure synthesized Ila-type diamond single crystals, which
are relatively brittle because of a small amount of nitrogen
impurity in the crystals as compared with high-temperature
and high-pressure synthesized Ib-type diamond single crys-
tals, are rarely used in cutting tool applications in spite of
their possibilities of relatively high hardness and long life.

CITATION LIST
Patent Literature

PTL 1: Japanese Patent No. 4344244
PTL 2: Japanese Unexamined Patent Application Publi-
cation No. 2008-207334

Non Patent Literature

NPL 1: Rizwan U. A. Khan et al., Color alterations in
CVD synthetic diamond with heat and UV exposure: impli-
cations for color grading and identification, Gem & Gem-
ology, spring 2010 pp. 18-26

SUMMARY OF INVENTION
Technical Problem

As described above, known CVD diamond single crystals
have lower toughness than natural diamonds or high-tem-
perature and high-pressure synthesized Ib-type diamonds
and have limited applications because of their difficulty in
processing and likelihood of having cracks or chips. Single
crystal diamond tools that include known CVD diamond
single crystals are more likely to crack or chip during cutting
than tools that include natural diamonds or high-temperature



US 9,441,312 B2

3

and high-pressure synthesized Ib diamonds. These problems
are responsible for limited applications of CVD diamond
single crystals.

It is an object of the present invention to solve such
problems of the related art and provide a diamond single
crystal that has high hardness and high toughness, is easy to
process in the manufacture of a tool, has cracking or
chipping resistance equal to or higher than the cracking or
chipping resistance of tools that include natural diamonds or
high-temperature and high-pressure synthesized Ib dia-
monds, and has long life and high fracture resistance in
cutting, a single crystal diamond tool, and a method for
producing the diamond single crystal.

Solution to Problem

In order to solve the problems described above, the
present invention includes the following aspects.

(1) A diamond single crystal according to the present
invention is a diamond single crystal that is synthesized
using a chemical vapor synthesis method and has an absorp-
tion coefficient of 25 cm™ or more and 80 cm™" or less for
light having a wavelength of 350 nm.

(5) A method for producing a diamond single crystal
according to the present invention includes implanting an
ion other than carbon into a main surface of a diamond
single crystal seed substrate and thereby decreasing the
transmittance of light having a wavelength of 800 nm, the
main surface having an off-angle of 7 degrees or less with
respect to a {100} plane, and homoepitaxially growing a
diamond single crystal on the ion-implanted main surface of
the seed substrate using a chemical vapor synthesis method
under synthesis conditions where the ratio N/N of the
number of carbon-containing molecules N to the number of
hydrogen molecules N, in a gas phase is 10% or more and
40% or less, the ratio N,/N. of the number of nitrogen
molecules N, to the number of carbon-containing molecules
N in the gas phase is 0.1% or more and 10% or less, and
the seed substrate temperature T is 850° C. or more and less
than 1000° C.

The number of carbon-containing molecules refers to the
number of methane molecules when the carbon-containing
molecule is a methane gas or the number of ethane mol-
ecules when the carbon-containing molecule is an ethane
gas.

(9) A diamond single crystal according to the present
invention is a single crystal diamond tool that has a cutting
edge made of a diamond single crystal. The cutting edge has
a rake face formed of a main surface of the diamond single
crystal, and the main surface has an absorption coefficient of
less than 25 cm™" for light having a wavelength of 350 nm.

Advantageous Effects of Invention

The present invention can provide a diamond single
crystal that has high hardness and high toughness, is easy to
process in the manufacture of a tool, has cracking or
chipping resistance equal to or higher than the cracking or
chipping resistance of tools that include natural diamonds or
high-temperature and high-pressure synthesized Ib dia-
monds, and has long life and high fracture resistance in
cutting, a single crystal diamond tool, and a method for
producing the diamond single crystal.

BRIEF DESCRIPTION OF DRAWINGS

FIG. 1 is a view of a seed substrate for use in a manu-
facturing method according to the present invention.
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FIG. 2 is a view of the structure of a single crystal
diamond tool according to the present invention.

FIG. 3 is a schematic view of the structure of a single
crystal diamond cutting tool manufactured in an example.

DESCRIPTION OF EMBODIMENTS

First, embodiments of the present invention are listed
below.

(1) A diamond single crystal according to the present
invention is a diamond single crystal synthesized using a
chemical vapor synthesis method and has an absorption
coefficient of 25 cm™" or more and 80 cm™ or less for light
having a wavelength of 350 nm.

(2) In the diamond single crystal according to (1), the
absorption coeflicient is preferably 30 cm™ or more and 80
cm™" or less.

A diamond single crystal having a light absorption coef-
ficient of 25 cm™ or more and 80 cm™ or less (at a
wavelength of 350 nm) as determined from transmittance
measured, for example, with an ultraviolet-visible spectro-
photometer has processability and cracking or chipping
resistance equal to or higher than those of natural diamonds
or high-temperature and high-pressure synthesized Ib dia-
monds. In addition, it was found that a diamond single
crystal having an absorption coefficient of 30 cm™ or more
and 80 cm™" or less for light having a wavelength of 350 nm
has higher processability and cracking or chipping resistance
than natural diamonds or high-temperature and high-pres-
sure synthesized Ib diamonds.

(3) A diamond single crystal according to the present
invention is a diamond single crystal produced by gas-phase
synthesis. The diamond single crystal includes two or more
diamond monocrystalline layers having different absorption
coeflicients for light having a wavelength of 350 nm. One of
the diamond monocrystalline layers having one main surface
has an absorption coefficient of less than 25 cm™ for light
having a wavelength of 350 nm, and another of the diamond
monocrystalline layers having the other main surface has an
absorption coeflicient of 25 em™ or more and 80 cm™ or
less for light having a wavelength of 350 nm. Any of the two
or more diamond monocrystalline layers has an absorption
coefficient of 80 cm™ or less for light having a wavelength
of 350 nm.

It was found that when the diamond monocrystalline layer
having one main surface has an absorption coefficient of less
than 25 ecm™ for light having a wavelength of 350 nm, the
diamond monocrystalline layer having the other main sur-
face has an absorption coeflicient of 25 cm™" or more and 80
cm™ or less for light having a wavelength of 350 nm, and
any of the two or more diamond monocrystalline layers has
an absorption coefficient of 80 cm™! or less for light having
a wavelength of 350 nm, the diamond monocrystalline layer
having a lower absorption coefficient can very effectively
achieve high hardness and high toughness, and the diamond
single crystal can have characteristics superior to the char-
acteristics of high-temperature and high-pressure synthe-
sized Ib-type diamond single crystals generally used in tool
applications.

(4) In the diamond single crystal according to (3), the
diamond single crystal preferably includes two or more
diamond monocrystalline layers, and the absorption coeffi-
cient for light having a wavelength of 350 nm preferably
increases monotonically from the diamond monocrystalline
layer having one main surface and having an absorption
coeflicient of less than 25 cm™" for light having a wavelength
of 350 nm to the diamond monocrystalline layer having the
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other main surface and having an absorption coefficient of
25 cm™ or more and 80 cm™' or less for light having a
wavelength of 350 nm.

It was found that the above-mentioned effects are more
remarkable when the diamond single crystal includes two or
more diamond monocrystalline layers, and the absorption
coeflicient for light having a wavelength of 350 nm increases
monotonically from the diamond monocrystalline layer hav-
ing one main surface and having an absorption coefficient of
less than 25 cm™ for light having a wavelength of 350 nm
to the diamond monocrystalline layer having the other main
surface and having an absorption coefficient of 25 cm™" or
more and 80 cm™ or less for light having a wavelength of
350 nm.

(5) A method for producing a diamond single crystal
according to the present invention includes implanting an
ion other than carbon into a main surface of a diamond
single crystal seed substrate and thereby decreasing the
transmittance of light having a wavelength of 800 nm, the
main surface having an off-angle of 7 degrees or less with
respect to a {100} plane, and homoepitaxially growing a
diamond single crystal on the ion-implanted main surface of
the seed substrate using a chemical vapor synthesis method
under synthesis conditions where the ratio N/N of the
number of carbon-containing molecules N to the number of
hydrogen molecules N, in a gas phase is 10% or more and
40% or less, the ratio N,/N. of the number of nitrogen
molecules N, to the number of carbon molecules N.is 0.1%
or more and 10% or less, and the seed substrate temperature
T is 850° C. or more and less than 1000° C.

As a result of extensive studies to solve the problems
described above, the present inventors have found that a
diamond single crystal produced by implanting an ion other
than carbon into a deeper position of a diamond single
crystal seed substrate than a main surface of the diamond
single crystal seed substrate through the main surface, for
example, with an ion implantation apparatus, destroying the
crystalline structure of the diamond single crystal and form-
ing graphite, thereby decreasing the transmittance of light
having a wavelength of 800 nm, and homoepitaxially grow-
ing the diamond single crystal on a surface having a dia-
mond structure that remains unbroken on the main surface of
the ion-implanted seed substrate using a chemical vapor
synthesis method, such as a microwave plasma CVD pro-
cess, under synthesis conditions where the ratio N/N,, of
the number of carbon-containing molecules N to the num-
ber of hydrogen molecules N, in a gas phase is 10% or more
and 40% or less, the ratio N,/N . of the number of nitrogen
molecules N, to the number of carbon-containing molecules
N in the gas phase is 0.1% or more and 10% or less, and
the seed substrate temperature T is 850° C. or more and less
than 1000° C. has higher toughness than known diamond
single crystals and has processability and cracking or chip-
ping resistance equal to or higher than those of natural
diamonds or high-temperature and high-pressure synthe-
sized Ib diamonds. The main surface of the diamond single
crystal seed substrate has an off-angle of 7 degrees or less
with respect to a just {100} plane. Use of the diamond single
crystal thus produced in a cutting edge of a cutting tool or
an abrasion-resistant tool can improve tool performance,
such as cutting edge precision or fracture resistance. In the
synthesis conditions for the chemical vapor synthesis
method, the pressure is preferably 30 Torr or more and 400
Torr or less, more preferably 65 Torr or more and less than
110 Torr.

(6) The method for producing a diamond single crystal
according to (5) preferably further includes homoepitaxially
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growing a diamond single crystal on the growth surface, on
which the diamond single crystal has been homoepitaxially
grown, using a chemical vapor synthesis method under
synthesis conditions where the ratio N /N, of the number of
carbon-containing molecules N to the number of hydrogen
molecules N, in a gas phase is more than 0% and less than
10%, the ratio N,/N. of the number of nitrogen molecules
N, to the number of carbon-containing molecules N is less
than 0.1%, and the seed substrate temperature T is less than
1000° C. The pressure in this step is preferably 30 Torr or
more and 400 Torr or less, more preferably 110 Torr or more
and 400 Torr or less.

The present inventors found that diamond single crystals
produced using a gas-phase synthesis method and having
different absorption coefficients for light having a wave-
length of 350 nm have different hardness and toughness. The
present inventors also found that an increase in absorption
coefficient of 80 cm™ or less for light having a wavelength
of 350 nm results in decreased hardness and improved
toughness. Since a diamond single crystal is epitaxially
grown on a diamond single crystal seed substrate by gas-
phase synthesis, the synthesis conditions can be changed to
form a diamond single crystal that includes a plurality of
layers having drastically different absorption coefficients in
the growth direction, that is, in the thickness direction. Thus,
a diamond single crystal that includes two or more layers
having different absorption coefficients, that is, different
hardness and toughness can be formed. It was found that in
the diamond single crystal thus produced, like a Japanese
sword, the toughness of a layer having a low absorption
coeflicient and high hardness but low toughness is compen-
sated for with an underlying layer having a high absorption
coeflicient and low hardness but high toughness, and there-
fore high hardness and high toughness, which are not
achieved in a monolayer diamond single crystal, can be
achieved.

It was found that such a diamond single crystal can be
produced as described above. More specifically, such a
diamond single crystal can be produced by implanting an ion
other than carbon into a deeper position of a diamond single
crystal seed substrate than a main surface of the diamond
single crystal seed substrate through the main surface, for
example, with an ion implantation apparatus, destroying the
crystalline structure of the diamond single crystal and form-
ing graphite, thereby decreasing the transmittance of light
having a wavelength of 800 nm; homoepitaxially growing
the diamond single crystal on a surface having a diamond
structure that remains unbroken on the main surface of the
ion-implanted seed substrate using a chemical vapor syn-
thesis method, such as a microwave plasma CVD process,
under synthesis conditions where the ratio N/N of the
number of carbon-containing molecules N to the number of
hydrogen molecules N;, in a gas phase is 10% or more and
40% or less, the ratio N,/N of the number of nitrogen
molecules N, to the number of carbon-containing molecules
N, in the gas phase is 0.1% or more and 10% or less, and
the seed substrate temperature T is 850° C. or more and less
than 1000° C.; homoepitaxially growing a diamond single
crystal on the growth surface using a chemical vapor syn-
thesis method, such as a microwave plasma CVD process,
under synthesis conditions where the N /N,, is more than
0% and less than 10% or the N,/N. is less than 0.1% and the
seed substrate temperature T is less than 1000° C.; and
separating the seed substrate from the diamond single crystal
grown on the seed substrate by electrochemically etching the
graphite layer by laser slicing or ion implantation. The main
surface of the diamond single crystal seed substrate has an
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off-angle of 7 degrees or less with respect to the just {100}
plane. It was found that in the diamond single crystal thus
produced, the monocrystalline layer having a low absorption
coeflicient has higher hardness and toughness than known
CVD diamond single crystals, and the diamond single
crystal has higher processability and cracking or chipping
resistance than natural diamonds or high-temperature and
high-pressure synthesized Ib diamonds.

(7) In a method for producing a diamond single crystal
according to (5) or (6), the off-angle is preferably 3 degrees
or less, more preferably 0.5 degrees or less.

It was found that when the main surface of the diamond
single crystal seed substrate has an off-angle of 3 degrees or
less, preferably 0.5 degrees or less, with respect to the just
{100} plane, among island growth and step-flow growth,
which are growth modes in homoepitaxial growth, the
step-flow growth responsible for low toughness can be
further suppressed as compared with the case where the
main surface of the diamond single crystal seed substrate has
an off-angle of 7 degrees or less, and therefore the diamond
single crystal has higher processability and cracking or
chipping resistance than natural diamonds or high-tempera-
ture and high-pressure synthesized Ib diamonds.

(8) The method for producing a diamond single crystal
according to any one of (5) to (7) preferably further includes
separating the seed substrate from the diamond single crystal
homoepitaxially grown on the seed substrate.

After a diamond single crystal is homoepitaxially grown
on the seed substrate, the seed substrate and the diamond
single crystal grown on the seed substrate can be separated
by electrochemically etching the graphite layer by laser
slicing or ion implantation. Such a step of separating the
seed substrate from the diamond single crystal allows the
seed substrate to be reused.

(9) A single crystal diamond tool according to the present
invention is a single crystal diamond tool that has a cutting
edge made of the diamond single crystal according to (3) or
(4). The cutting edge has a rake face formed of a main
surface of the diamond single crystal, and the main surface
has an absorption coeflicient of less than 25 cm™ for light
having a wavelength of 350 nm.

In the resulting diamond single crystal that includes a
plurality of diamond monocrystalline layers having different
absorption coefficients, a monocrystalline layer that has a
low absorption coefficient has high toughness, which is not
achieved in a monolayer diamond single crystal, can be
achieved. Thus, the diamond single crystal has both high
hardness and high toughness. Thus, it was found that cutting
tools and abrasion-resistant tools manufactured using such a
diamond single crystal have longer lives and higher cracking
or chipping resistance than cutting tools and abrasion-
resistant tools manufactured using known diamond single
crystals, such as high-temperature and high-pressure syn-
thesized Ib-type diamond single crystals or natural diamond
single crystals.

In particular, it was found that in a diamond single crystal
bit manufactured using such a diamond single crystal that
includes a plurality of diamond monocrystalline layers hav-
ing different absorption coefficients, the formation of a rake
face on a high hardness and high toughness main surface
having a lower absorption coefficient for light having a
wavelength of 350 nm can very effectively achieve long-life
and high cracking or chipping resistance.

(10) A single crystal diamond tool according to the
present invention is a single crystal diamond tool that
includes a diamond single crystal joined to a shank of the
tool, wherein the diamond single crystal includes an ion-

10

15

20

25

30

35

40

45

50

55

60

65

8

implanted layer formed by ion implantation into a crystal
face on the side of the diamond single crystal to be joined to
the shank.

(11) The single crystal diamond tool according to (10) is
preferably a single crystal diamond cutting tool.

First, cracking or chipping of a cutting edge of known
single crystal diamond tools during cutting is probably
caused as described below. In a single crystal diamond tool,
a single crystal diamond insert is firmly brazed to a metal
shank, for example, with a silver solder. During cutting,
cutting force is applied to the cutting edge of the single
crystal diamond insert, and stress is applied to the bottom of
the single crystal diamond insert so as to separate the single
crystal diamond insert from the shank. Considerable stress is
also applied to a cutting portion of the insert. Under such
conditions, when large spike-like cutting force originating
from a particular point of a workpiece impacts on a point of
the cutting portion, the cutting portion may not withstand the
force and has a minute chip or crack.

Such a defect in the insert cutting edge is very small, and
cutting is usually continued. However, the defect increases
the surface roughness of the workpiece. In the case of
cutting with a single crystal diamond tool, however, atten-
tion has often focused on low surface roughness, that is, the
degree of mirror finish of the workpiece. Thus, natural
diamonds or high-temperature and high-pressure synthe-
sized Ib diamonds are used as materials that are less respon-
sible for mirror defects. In contrast, high-temperature and
high-pressure synthesized Ila or CVD diamond single crys-
tals tend to be relatively hard and brittle and are rarely used.

In order to solve the problem of limited applications of
CVD diamond single crystals, which can be produced in
quantity at low cost, the present inventors performed exten-
sive studies. As a result, the present inventors found that in
a single crystal diamond tool manufactured by implanting an
ion through a crystal face of a gas-phase-synthesized dia-
mond single crystal to be joined to a shank, forming an
ion-implanted layer at a slightly deeper position than the
crystal face, and joining the diamond single crystal to the
shank by brazing, since the ion-implanted layer acts as an
impact relaxation layer during cutting, the single crystal
diamond tool has cracking or chipping resistance equal to or
higher than the cracking or chipping resistance of tools that
include natural diamonds or high-temperature and high-
pressure synthesized Ib diamonds. Thus, although a single
crystal diamond tool according to the present invention
includes a diamond single crystal as an insert of the tool, the
single crystal diamond tool has improved tool performance,
such as high fracture resistance.

It was found that such an impact relaxation effect of the
ion-implanted layer is particularly significant in single crys-
tal diamond cutting tools among single crystal diamond
tools.

(12) In the single crystal diamond tool according to (10)
or (11), the transmittance of light having a wavelength of
800 nm in a direction perpendicular to the ion-implanted
layer in the diamond single crystal having the ion-implanted
layer preferably changes 10% or more due to removal of the
ion-implanted layer.

Such an ion-implanted layer in which the transmittance of
light having a wavelength of 800 nm in a direction perpen-
dicular to the ion-implanted layer changes 10% or more due
to removal of the ion-implanted layer is preferred because
graphite formed by destroying the diamond crystalline struc-
ture in the ion-implanted layer has a more effective impact
relaxation effect.
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(13) In the single crystal diamond tool according to any
one of (10) to (12), the diamond single crystal before the ion
implantation preferably has an absorption coefficient of 25
cm™’ or more and 80 cm™' or less for light having a
wavelength of 350 nm in a direction perpendicular to a face
of the diamond single crystal on which the ion-implanted
layer is to be formed.

It was found that when the diamond single crystal has an
absorption coeflicient of 25 cm™ or more and 80 cm™ or
less for light having a wavelength of 350 nm after removal
of the ion-implanted layer, many defects, such as a vacancy,
a hydrogen atom, a nitrogen atom, or a complex thereof,
present in the diamond single crystal tends to block the
propagation of crystal destruction and increase the tough-
ness of the diamond single crystal. In combination with an
ion-implanted layer according to the present invention, the
diamond single crystal has higher cracking or chipping
resistance than tools that include natural diamonds or high-
temperature and high-pressure synthesized Ib diamonds.

Preferred embodiments of a diamond single crystal, a
method for producing the diamond single crystal, and a
single crystal diamond tool according to the present inven-
tion will be described in detail below with reference to the
accompanying drawings. Like reference numerals designate
like parts throughout the drawings, and the description will
not be repeated. The dimensions in the figures are not
necessarily consistent with their descriptions.

[Preparation of Diamond Single Crystal Seed Substrate]

First, for example, a diamond single crystal seed substrate
11 illustrated in FIG. 1 is prepared. Although a high-
temperature and high-pressure synthesized diamond single
crystal (HPHT) is preferred because of its relatively small
crystal strain, a CVD diamond single crystal (CVD) may
also be used. The thickness of the seed substrate is prefer-
ably 100 um or more for convenience in handling and 3 mm
or less in terms of availability. The thickness of the seed
substrate is measured in the vicinity of the center of the main
surface of the seed substrate.

The main surface 12 is a {100} plane, and the surface
roughness Ra is preferably 40 nm or less. An Ra of more
than 40 nm may result in cracking in a diamond single
crystal grown on the main surface.

In the present invention, the case of an off-angle of 7
degrees or less with respect to a {100} just plane is referred
to as a {100} plane. The purpose of controlling the off-angle
within 7 degrees or less is to provide a diamond monocrys-
talline layer having an absorption coeflicient of 25 ecm™ or
more and 80 cm™ or less for light having a wavelength of
350 nm according to the present invention by suppressing
step-flow growth responsible for low toughness, which is an
undesirable property for most of the diamond single crystal
cutting tools, among island growth and step-flow growth,
which are crystal growth modes in homoepitaxial growth of
a diamond single crystal on the main surface 12. The
off-angle is preferably 3 degrees or less, more preferably 0.5
degrees or less, in order to further suppress the step-tlow
growth.

The shape of the main surface 12 is typically tetragonal
and may be polygonal or circular.

With respect to the optical properties of the diamond
single crystal seed substrate 11, before the front main surface
12 on which a diamond single crystal is to be epitaxially
grown or the back main surface is roughened to an Ra of 100
nm or more, for example, by ion etching or before a defect
is formed in the crystal, for example, by ion implantation,
light transmittance at a wavelength of 800 nm measured
with an ultraviolet-visible spectrophotometer is preferably
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more than 0%. A black seed substrate having a light trans-
mittance of 0% is unsuitable because of poor crystal quality
and no epitaxial growth in vapor phase growth.

[Ion Implantation]

Ions are then implanted into the seed substrate 11 through
the main surface 12 of the diamond single crystal seed
substrate 11 thus prepared to destroy the diamond crystalline
structure and form graphite, thereby decreasing light trans-
mittance at a wavelength of 800 nm as compared with light
transmittance before the ion implantation. The purpose of
the ion implantation treatment is to moderately destroy the
diamond crystal structure on the uppermost surface layer of
the main surface 12 and introduce a point defect, thereby
allowing the quality of a diamond single crystal epitaxially
grown on the main surface 12 to be a diamond single crystal
according to the present invention. In particular, the purpose
of the ion implantation treatment is to realize a diamond
monocrystalline layer having an absorption coefficient of 25
cm™' or more and 80 cm™' or less for light having a
wavelength of 350 nm. The term “moderately”, as used
herein, means that the diamond structure is maintained such
that epitaxial growth is possible over the entire surface of the
main surface 12 in diamond single crystal growth in a
downstream process. Growth of a diamond other than dia-
mond single crystals, such as a polycrystalline diamond, on
even a portion of the main surface 12 is outside the scope of
the present invention.

Under the ion implantation conditions where the ion-
implanted main surface has the surface state as described
above, any ionic species to be implanted, any implantation
energy, and any implantation dose can be selected. In ion
implantation of carbon, which is an element constituting
diamond, at the temperature of epitaxial growth of a dia-
mond monocrystalline layer having an absorption coefficient
of 25 ecm™ or more and 80 cm™ or less for light having a
wavelength of 350 nm in the next step (850° C. or more and
less than 1000° C.), the surface state of the crystalline
structure undesirably returns to the surface state that the
crystalline structure had before the implantation. The ion
implantation temperature is less than 1000° C. In general,
implantation does not increase the temperature to 1000° C.
even without temperature control. Thus, implantation is
performed without temperature control. Ion implantation
treatment without epitaxial growth is outside the scope of
the present invention.

The surface state having the moderately destroyed struc-
ture can be efficiently realized at a low dose or in a short time
when the implantation depth is small. Thus, a larger mass
and lower energy are preferred. More specifically, the
implantation depth is preferably 1 uM or less, more prefer-
ably 0.5 uM or less. More specific implantation conditions
include 1x10™ to 0.8x10'7 ¢cm™ when the ionic species is
boron (mass number 11) and the energy is 175 keV, or
1x10'* to 5x10'S cm™ when the ionic species is silicon
(mass number 28), phosphorus (mass number 31), or sulfur
(mass number 32) and the energy is 300 keV, for example.
Thus, silicon, phosphorus, and sulfur are preferred over
boron, carbon, and nitrogen.

Light transmittance at a wavelength of 800 nm is mea-
sured after implantation to check for a decrease in light
transmittance. The decrease in transmittance of light having
a wavelength of 800 nm due to ion implantation should be
more than 0%. The decrease is preferably 10% or more,
more preferably 20% or more.
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The decrease in transmittance of light having a wave-
length of 800 nm due to ion implantation is defined as
follows:

Decrease={(transmittance before ion implantation)-
(transmittance after ion implantation)}/(trans-
mittance before ion implantation)x100

[Diamond Single Crystal Growth]

A diamond single crystal is then grown on a seed sub-
strate, which is disposed on a substrate holder in a diamond
CVD growth furnace. The growth method may be a hot-
filament method, a combustion flame method, or an arc jet
method and is preferably a microwave plasma method in
order to produce a diamond containing a less amount of
unintended impurities.

In the epitaxial growth of a diamond using microwave
plasma CVD, hydrogen, methane, and nitrogen are intro-
duced as raw material gases into a synthesis furnace. The
furnace pressure is maintained in the range of 30 to 400 Torr.
A microwave having a frequency of 2.45 GHz (£50 MHz)
or 915 MHz (£50 MHz) is applied at an electric power in the
range of 100 W to 60 kW to generate plasma and deposit
active species on the seed substrate, thereby epitaxially
growing a diamond single crystal. As described above, the
furnace pressure is preferably 30 Torr or more and 400 Torr
or less, more preferably 65 Torr or more and less than 110
Torr.

Under the synthesis conditions of a diamond single crystal
according to the present invention, the ratio of hydrogen,
methane, and nitrogen introduced into a synthesis gas phase
is such that the ratio N./N, of the number of carbon-
containing molecules N to the number of hydrogen mol-
ecules N, is 10% or more and 40% or less and the ratio
N,/Ne of the number of nitrogen molecules N, to the
number of carbon-containing molecules N . is 0.1% or more
and 10% or less, and the seed substrate temperature T for
heating the seed substrate with plasma is 850° C. or more
and less than 1000° C. The diamond single crystal thus
produced has an absorption coefficient of 25 cm™ or more
and 80 cm™ or less for light having a wavelength of 350 nm.
The absorption coefficient is preferably 30 cm™ or more and
80 cm™ or less, more preferably 35 cm™ or more and 64
cm™ or less. N/N,, N,/N,, and T outside these ranges,
omission of the ion implantation step, or a step of changing
the surface state of a main surface, for example, by anneal-
ing at 1000° C. or more between the ion implantation step
and the diamond single crystal growth step results in an
absorption coefficient of less than 25 cm™" or more than 80
cm™ for light having a wavelength of 350 nm.

In order to produce a diamond single crystal that includes
a plurality of diamond monocrystalline layers having dif-
ferent absorption coefficients for light having a wavelength
of 350 nm, in the growth step, [1] a diamond monocrystal-
line layer having an absorption coefficient of 25 cm™' or
more and 80 cm™ or less for light having a wavelength of
350 nm is formed, and then [2] a diamond monocrystalline
layer having an absorption coefficient of less than 25 cm™"
for light having a wavelength of 350 nm is formed. This is
because the formation of the layer of [1] requires epitaxial
growth on a surface of a substrate having a decreased
transmittance for light having a wavelength of 800 nm due
to ion implantation.

The term “layer”, as used herein, refers to a region
between a main surface and an interface that halves a region
in which the rate of change in absorption coefficient in the
thickness direction varies at 1 cm~'/0.1 wm or more in the
thickness direction or refers to a region between one inter-
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face and another interface. Even in the presence of an
absorption coeflicient change of less than 1 cm™/0.1 um in
a layer, the average absorption coefficient is calculated while
considering the layer as one layer.

When the [1] diamond monocrystalline layer having an
absorption coefficient of 25 cm™ or more and 80 cm™ or
less for light having a wavelength of 350 nm is grown, as
described above, the ratio of hydrogen, methane, and nitro-
gen introduced into a synthesis gas phase is such that the
ratio N /N, of the number of carbon-containing molecules
N to the number of hydrogen molecules N, is 10% or more
and 40% or less and the ratio N,/N. of the number of
nitrogen molecules N, to the number of carbon-containing
molecules N is 0.1% or more and 10% or less, and the seed
substrate temperature T for heating the seed substrate with
plasma is 850° C. or more and less than 1000° C. The
synthesis pressure is preferably 30 Torr or more and 400 Torr
or less, more preferably 65 Torr or more and less than 110
Torr.

When a layer having a particular absorption coefficient is
grown, each of the three parameters is fixed during the
synthesis. N /N, N,/N, and T outside these ranges, omis-
sion of the ion implantation step, or a step of changing the
surface state of a main surface, for example, by annealing at
1000° C. or more between the ion implantation step and the
growth step results in an absorption coefficient of less than
25 cm™! or more than 80 cm™ for light having a wavelength
of 350 nm.

When a layer or a plurality of layers having a different
absorption coeflicient from a layer having a particular
absorption coefficient are formed, at least one of the three
parameters is changed to synthesize a layer having an
absorption coeflicient of 25 em™ or more and 80 cm™ or
less for light having a wavelength of 350 nm. The synthesis
may be temporarily stopped at the point in time when the
layer having the particular absorption coefficient is formed
or may be continued with different parameters. The absorp-
tion coeflicient of the overlaid layer(s) for light having a
wavelength of 350 nm is preferably smaller than the absorp-
tion coefficient of the underlayer but may be greater than the
absorption coefficient of the underlayer. In this case, a layer
having an absorption coefficient of more than 80 cm™ for
light having a wavelength of 350 nm should not be synthe-
sized.

When the absorption coefficient of the overlaid layer(s)
for light having a wavelength of 350 nm is smaller than the
absorption coefficient of the underlayer, a diamond single
crystal according to the present invention can have high
hardness and high toughness.

The [2] diamond monocrystalline layer having an absorp-
tion coefficient of less than 25 ecm™ for light having a
wavelength of 350 nm is then grown. The ratio of hydrogen,
methane, and nitrogen introduced into the synthesis gas
phase is such that the N /N, is more than 0% and less than
10% or the N,/N_.is less than 0.1%, and T is less than 1000°
C.

At T of 1000° C. or more, the [1] diamond monocrystal-
line layer having an absorption coefficient of 25 cm™ or
more and 80 cm™" or less for light having a wavelength of
350 nm grown earlier may be annealed and have an absorp-
tion coeflicient of less than 25 cm™. In general, T is not
more than the synthesis temperature of [1] grown earlier so
as not to change the absorption coefficient of the layer
formed in [1].

When the layer having the particular absorption coeffi-
cient is grown, the three parameters are fixed. N /N,
N,/Ng, or T outside these ranges undesirably results in an
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absorption coefficient of 25 cm™ or more for light having a
wavelength of 350 nm or a diamond/graphite composite
layer having graphite black spots in the crystal.

As described above, when a layer or a plurality of layers
having a different absorption coefficient from a layer having
a particular absorption coefficient are formed, at least one of
the three parameters is changed in the synthesis, and a layer
having an absorption coefficient of less than 25 cm™ for
light having a wavelength of 350 nm is finally synthesized.
The synthesis may be temporarily stopped at the point in
time when the layer having the particular absorption coef-
ficient is formed or may be continued with different param-
eters.

[Separation Between Seed Substrate and Diamond Single
Crystal]

After the completion of growth of the monolayer or
multilayer diamond monocrystalline layer, the diamond
single crystal is removed from the CVD growth furnace, and
the seed substrate is preferably separated from the diamond
single crystal grown on the seed substrate. Although the
diamond single crystal in which the seed substrate is bonded
to the diamond single crystal grown on the seed substrate
can also be used, it is more preferable to separate the seed
substrate from the diamond single crystal and use the CVD
grown diamond single crystal.

When the main surface size of the diamond single crystal
is approximately 10 mm square or less, the seed substrate
can be separated from the diamond single crystal by laser
slicing, and the laser cut surface can be polished. When the
main surface size is more than 10 mm square, the seed
substrate or the diamond single crystal is likely to be broken
by laser cutting, and the graphite layer formed in the seed
substrate in the ion implantation step can be subjected to
electrochemical etching to separate the seed substrate from
the diamond single crystal. In the case where it is not
necessary to recover or reuse the seed substrate, the seed
substrate may be removed by polishing or reactive ion
etching.

In order to accurately measure the absorption coeflicient
of each layer for light having a wavelength of 350 nm, the
diamond single crystal separated from the seed substrate is
treated, for example, by polishing such that the parallelism
of the main surfaces is 10 pm or less and the surface
roughness is 40 nm or less. In the case where the diamond
single crystal thus produced is monolayer, the diamond
single crystal has an absorption coefficient of 25 cm™ or
more and 80 cm™" or less for light having a wavelength of
350 nm. In the case where the diamond single crystal thus
produced is multilayer, the diamond single crystal is com-
posed of two or more diamond monocrystalline layers
having different absorption coefficients for light having a
wavelength of 350 nm. One of the diamond monocrystalline
layers having one main surface has an absorption coeflicient
of less than 25 cm™ for light having a wavelength of 350
nm, and another of the diamond monocrystalline layers
having the other main surface has an absorption coefficient
of 25 ecm™ or more and 80 cm™" or less for light having a
wavelength of 350 nm.

The absorption coefficient a of the monolayer diamond
single crystal is calculated using the following equation.

1=t/ (1-r)xexp(-al)

a: Absorption coefficient

t,.: External transmittance (transmittance measured with
ultraviolet-visible spectrophotometer, for example)

t: Internal transmittance=0.83

r: Reflectance=0.17
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L: Distance or thickness between main surfaces of dia-
mond single crystal

The absorption coefficient of the multilayer diamond
single crystal is calculated using the following equation after
the measurement of external transmittance and repeated
removal by etching or polishing of the uppermost surface
layer.

1, =2/(1-)xexp(~a, L —0sLo—a3ly . . . —a,L,)

t,.: External transmittance (transmittance measured with
ultraviolet-visible spectrophotometer, for example)

t: Internal transmittance=0.83

r: Reflectance=0.17

n: n=1 refers to a diamond monocrystalline layer includ-
ing the main surface and having an absorption coefficient of
25 em™! or more and 80 cm™ or less for light having a
wavelength of 350 nm, and n refers to an n-th grown
diamond monocrystalline layer.

a,,: Absorption coeflicient of n-th grown diamond monoc-
rystalline layer

L,: Thickness of n-th grown diamond monocrystalline
layer

If there is an ideal diamond single crystal free of impu-
rities, the diamond single crystal has an absorption coeffi-
cient of 0 cm™ for light having a wavelength of 350 nm.
However, realistically, irrespective of the synthesis method,
such as high-temperature and high-pressure synthesis or
gas-phase synthesis, crystals grow while incorporating
impurities, such as nitrogen, hydrogen, and nickel, and
vacancies into the crystals, and these impurities and vacan-
cies absorb light. Absorption of light having a wavelength of
350 nm by diamond single crystals is probably because of
complex defects of nitrogen, vacancies, and hydrogen incor-
porated into the crystals during CVD growth. With an
increase in absorption, the apparent color changes light
brown—brown—dark brown—black, and deviates from the
color of transparent diamond jewelry, which is generally
considered to be expensive.

For example, when having a thickness of 1 mm, a
diamond single crystal having an absorption coefficient of
25 cm™ or more and 80 cm™* or less according to the present
invention apparently assumes a brown to black color. In
addition to being of low value in appearance, growth using
a conventional technique requires a lower temperature T,
higher N/N,,, or higher N,/N_. than the synthesis condi-
tions described in the present invention. Thus, there is a
technical problem that graphite/diamond composite materi-
als including many graphite black spots in the crystal are
only produced.

The present inventors thought that diamond single crys-
tals having more defects than known CVD diamond single
crystals and substantially free of graphite black spots may
have slightly low hardness because of decreased integrity of
the crystals but have improved toughness because the
defects block the propagation of crystal destruction. The
present inventors thought that this may solve the problems
of known CVD diamond single crystals that they are more
brittle than natural diamond single crystals or high-tempera-
ture and high-pressure synthesized Ib-type diamond single
crystals, are difficult to process into the shape of tools, such
as bits and end mills, and tend to chip or crack during
processing of workpiece.

In order to realize such diamond single crystals, the
problem that graphite/diamond composite materials synthe-
sized using a conventional technique always have many
black spots must be solved.
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As a result of extensive studies, the present inventors
thought that a proper number of point defects formed in
advance on a surface of a CVD grown seed substrate can
result in growth of a diamond single crystal containing many
point defects through which much hydrogen and nitrogen
are incorporated into the diamond single crystal even under
synthesis conditions where diamond single crystals contain-
ing no graphite black spot are grown. The present inventors
found that in order that point defects are not repaired and
remain even when preheated to 850° C. or more and less
than 1000° C., which is a growth temperature of a diamond
single crystal according to the present invention, before
growth, defects that allow epitaxial growth on a surface are
introduced by implantation of an ion other than carbon, such
as nitrogen, fluorine, neon, silicon, phosphorus, sulfur, chlo-
rine, argon, oOr arsenic.

As a result, a diamond single crystal that has an absorp-
tion coefficient of 25 cm™ or more and 80 cm™" or less for
light having a wavelength of 350 nm, has high toughness,
and is substantially free of graphite black spots is realized.
When the absorption coefficient is less than 25 cm™, the
diamond single crystal has low toughness and low fracture
resistance and is therefore generally unsuitable for tool
applications. When the absorption coefficient is more than
80 cm™!, the diamond single crystal has too many defects to
maintain its diamond structure, becomes brittle, and is
therefore unsuitable for tool applications. A diamond single
crystal according to the present invention is substantially
free of graphite by its very nature. The term “substantially”,
as used herein, means that no graphite black spot is observed
throughout the diamond single crystal at a magnification of
20.

Furthermore, the present inventors thought that among
island growth and step-flow growth, which are growth
modes in homoepitaxial growth, the step-flow growth
responsible for low toughness can be minimized to grow a
diamond single crystal suitable for tool applications, and a
main surface of a diamond single crystal seed substrate to be
CVD grown should have an off-angle of 7 degrees or less,
more preferably 3 degrees or less, still more preferably 0.5
degrees or less, with respect to a just {100} plane.

As a result, a diamond single crystal that has an absorp-
tion coefficient of 25 cm™ or more and 80 cm™" or less for
light having a wavelength of 350 nm, has high toughness
suitable for cutting tool applications, and is substantially
free of graphite black spots is realized. The absorption
coefficient for light having a wavelength of 350 nm is
preferably 30 cm™ or more and 80 cm™" or less.

When the absorption coefficient for light having a wave-
length of 350 nm is less than 25 cm™ as in known CVD
diamond single crystals, the diamond single crystal has low
toughness and low fracture resistance and is therefore gen-
erally unsuitable for tool applications. However, as a result
of extensive studies, the present inventors found that in a
diamond monocrystalline layer having an absorption coef-
ficient of less than 25 cm™* for light having a wavelength of
350 nm disposed on a diamond monocrystalline layer having
an absorption coefficient of 25 cm™ or more and 80 cm™ or
less for light having a wavelength of 350 nm and having
relatively high toughness, like a Japanese sword, the weak-
ness of the layer having high hardness but low toughness is
compensated for with the underlying layer having high
toughness, and therefore high hardness and high toughness,
which are not achieved in a monolayer diamond single
crystal, can be achieved.

The diamond single crystal including a plurality of dia-
mond monocrystalline layers having different absorption
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coeflicients is composed of two or more diamond monoc-
rystalline layers having different absorption coefficients for
light having a wavelength of 350 nm. One of the diamond
monocrystalline layers having one main surface has an
absorption coeflicient of less than 25 cm™! for light having
a wavelength of 350 nm, and another of the diamond
monocrystalline layers having the other main surface has an
absorption coefficient of 25 cm™ or more and 80 cm™ or
less for light having a wavelength of 350 nm. Any of the two
or more diamond monocrystalline layers has an absorption
coefficient of 80 cm™ or less for light having a wavelength
of 350 nm.

Preferably, the absorption coefficient for light having a
wavelength of 350 nm increases monotonically from the
diamond monocrystalline layer having one main surface and
having an absorption coefficient of less than 25 cm™ for
light having a wavelength of 350 nm to the diamond
monocrystalline layer having the other main surface and
having an absorption coeflicient of 25 cm™ or more and 80
cm™ or less for light having a wavelength of 350 nm.

In the diamond single crystal including two or more
diamond monocrystalline layers, although the absorption
coeflicient of each layer for light having a wavelength of 350
nm preferably increases monotonically from one main sur-
face to the opposite main surface, the absorption coeflicient
of each layer may be random instead of the monotonic
increase. In this case, any of intermediate layers between the
two main surfaces should have an absorption coeflicient of
80 cm™ or less for light having a wavelength of 350 nm.

It was also found that when the absorption coefficient for
light having a wavelength of 350 nm increases monotoni-
cally from one main surface to the opposite main surface, the
diamond single crystal can very effectively achieve high
hardness and high toughness.

[Preparation and Evaluation of Single Crystal Diamond
Tool]

For example, a single crystal diamond tool 21 illustrated
in FIG. 2 will be prepared. The single crystal diamond tool
21 includes a diamond single crystal insert 22 formed of a
diamond single crystal according to the present invention
and a holder 23. A {100} or {110} plane corresponding to
a bottom 24 of the diamond single crystal insert 22 is joined,
for example, by brazing to a cut portion at one end of the
holder 23. A back side 25 of the diamond single crystal insert
is generally a {100} plane but may be a {110} plane. When
the crystal face of the back side 25 has been determined, the
crystal orientation of the diamond single crystal insert 22
with respect to the holder 23 is determined. The bottom 24
of the diamond single crystal insert 22 is a main surface of
the diamond single crystal according to the present invention
having a larger absorption coefficient (25 cm™" or more and
80 cm™ or less) for light having a wavelength of 350 nm.
Thus, the rake face is a main surface having a smaller
absorption coeflicient (less than 25 cm™). The thickness of
the absorption coefficient including the rake face is 100 pm
or less. Such a thickness results in markedly high hardness
and toughness of the rake face as in a Japanese sword.

A single crystal diamond tool according to the present
invention has high hardness and high toughness, which are
not achieved using known diamond single crystals. Thus, a
single crystal diamond tool according to the present inven-
tion has higher hardness than cutting tools manufactured
using known high-temperature and high-pressure synthe-
sized Ib-type diamond single crystals and has high abrasion
resistance and long life. Because of its higher toughness than
cutting tools manufactured using known CVD diamond
single crystals, a single crystal diamond tool according to the
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present invention has high fracture resistance. Because of
rare occurrence of micro-chipping during cutting, a work-
piece after the cutting has small surface roughness and
smoother mirror finish.

A single crystal diamond tool according to an embodi-
ment of the present invention may be any tool that includes
a diamond single crystal joined to a shank of the tool and
may be a cutting tool, a dresser, or an end mill. Among these,
a cutting tool is preferred.

A single crystal diamond cutting tool 31 illustrated in FIG.
3 will be described below. The single crystal diamond
cutting tool 31 includes a diamond single crystal insert 32
and a holder 33 serving as a shank. A {100} or {110} plane
corresponding to a bottom 34 of the diamond single crystal
insert 32 is joined, for example, by brazing to a cut portion
at one end of the holder 33. A back side 35 of the diamond
single crystal insert is generally a {100} plane but may be a
{110} plane. When the crystal face of the back side 35 has
been determined, the crystal orientation of the diamond
single crystal insert 32 with respect to the holder 33 is
determined.

An ion-implanted layer 36 is generally disposed at a depth
of 50 um or less, more preferably 30 uM or less, still more
preferably 10 um or less, from the bottom 34 of the diamond
single crystal insert 32 to be joined to the shank.

Ions implanted into a crystal have a concentration distri-
bution in the depth direction. The depth of the ion-implanted
layer in the present invention refers to the position at which
the implanted ions have a peak concentration in the depth
direction of the crystal.

Such a structure, particularly a structure including an
ion-implanted layer at a slightly deeper position than the
bottom joined by brazing, significantly improves the fracture
resistance of a cutting edge as compared with cutting tools
manufactured using known CVD diamond single crystals.
Thus, such a single crystal diamond cutting tool has tool
performance equal to or higher than the tool performance of
cutting tools manufactured using high-temperature and
high-pressure synthesized Ib-type diamond single crystals.
In a single crystal diamond tool according to the present
invention, the diamond single crystal may be joined to the
shank using any means, including known means.

A diamond single crystal for use in a single crystal
diamond tool according to an embodiment of the present
invention includes an ion-implanted layer. The ion-im-
planted layer is formed under predetermined implantation
conditions, such as ionic species to be implanted, implan-
tation energy, implantation dose, and implantation angle.
The ion-implanted layer is formed in order to destroy the
diamond crystal structure in the ion-implanted layer formed
by ion implantation and form graphite, thereby lessening
sudden impact to a single crystal diamond insert during
cutting. Thus, any ionic species that can be implanted into
diamond may be selected. For example, ionic species of
phosphorus, boron, carbon, hydrogen, helium, nitrogen,
oxygen, or argon may be implanted.

The ion implantation conditions are determined such that
the diamond structure is maintained on the outermost sur-
face even after an ion-implanted layer is formed. Destruction
of the diamond structure on the uppermost surface layer and
formation of graphite make brazing of the shank difficult.
The position of the implanted layer is preferably as deep as
possible. More specifically, the position at which the
implanted ionic species in the crystal has a peak concentra-
tion is preferably at a depth of 0.20 um or more, more
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preferably 0.30 um or more, still more preferably 0.50 um or
more. Such a deep position ensures joining to the shank by
brazing.

The ion-implanted layer thus formed preferably reduces
the transmittance of light having a wavelength of 800 nm in
a direction perpendicular to the ion-implanted layer of the
diamond single crystal as compared with that in a diamond
single crystal that includes no ion-implanted layer. A
decreased transmittance indicates destruction of the dia-
mond crystalline structure and formation of graphite due to
ion implantation. Thus, the ion-implanted layer acts effec-
tively as an impact relaxation layer during cutting. This
effect more preferably decreases the transmittance by 10%
or more. In this case, the ion-implanted layer more effec-
tively acts as an impact relaxation layer. The decrease in
transmittance due to the ion-implanted layer in the present
invention is determined using one of the following two
methods. Although the same value is generally obtained
using the two methods, if different values are obtained, a
larger value is employed.

{Method A for Determining Decrease in Transmittance}

1. Remove a diamond single crystal from a single crystal
diamond tool.

2. Completely remove a binder, such as a brazing filler,
from the diamond single crystal.

3. Measure transmittance in the diamond single crystal
(measurement [1]).

4. Remove an ion-implanted layer by polishing or ion
etching.

5. Measure transmittance in the diamond single crystal
after removal of the ion-implanted layer (measurement [2]).

6. Subtract the measurement [1] from the measurement
[2].

{Method B for Determining Decrease in Transmittance}

1. Remove a diamond single crystal from a single crystal
diamond tool.

2. Completely remove a binder, such as a brazing filler,
from the diamond single crystal.

3. Check for the formation of an ion-implanted layer using
secondary ion mass spectrometry (SIMS).

4. Check the ion implantation conditions, for example,
using ion implantation simulation (TRIM).

5. Prepare a diamond monocrystalline plate that is differ-
ent from the diamond single crystal removed from the single
crystal diamond tool and both main surfaces of which are
polished to a surface roughness of 40 nm or less.

6. Measure transmittance in the diamond monocrystalline
plate prepared in 5 (measurement [1]).

7. Implant ions through one main surface of the diamond
monocrystalline plate prepared in 5 under the ion implan-
tation conditions checked in 4.

8. Check for the formation of an ion-implanted layer that
is substantially the same as the ion-implanted layer observed
in 3 on the diamond monocrystalline plate ion-implanted in
7 using, for example, SIMS.

9. Measure transmittance in the diamond monocrystalline
plate ion-implanted in 7 (measurement [2]).

10. Subtract the measurement [1] from the measurement
[2].

A diamond single crystal for use in a single crystal
diamond tool according to an embodiment of the present
invention includes an ion-implanted layer. The portion other
than the ion-implanted layer preferably has an absorption
coefficient of 25 cm™" or more and 80 cm™ or less for light
having a wavelength of 350 nm. In other words, a gas-phase-
synthesized diamond single crystal before ion implantation
preferably has an absorption coefficient of 25 cm™ or more
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and 80 cm™" or less for light having a wavelength of 350 nm
in a direction perpendicular to a face on which the ion-
implanted layer is to be formed.

Absorption at 350 nm in a diamond single crystal results
from many complex defects of vacancies, hydrogen atoms,
and hydrogen atoms in the crystal. These defects tend to
block the propagation of crystal destruction associated with
cracking or chipping. Because of high toughness of the
diamond single crystal, a single crystal diamond tool that
includes the diamond single crystal on which an ion-im-
planted layer is formed has higher cracking or chipping
resistance than tools that include natural diamonds or high-
temperature and high-pressure synthesized Ib diamonds.

In a diamond single crystal having an absorption coeffi-
cient of 25 cm™" or more and 80 cm™" or less for light having
a wavelength of 350 nm, although black spots are sometimes
observed in the crystal with the naked eye, these black spots
do not affect cutting performance, unless the black spots are
in the vicinity of the cutting edge. The absorption coeflicient
is measured as described below.

{Method for Measuring Absorption Coeflicient}

1. Remove a diamond single crystal from a single crystal
diamond tool.

2. Completely remove a binder, such as a brazing filler,
from the diamond single crystal.

3. Remove an ion-implanted layer by polishing or ion
etching.

4. Measure transmittance in the diamond single crystal
after the ion-implanted layer is removed.

5. Calculate the absorption coefficient o using the equa-
tion: t, =t%/(1-r*)xexp(-aL).

t,.: External transmittance (transmittance measured with
ultraviolet-visible spectrophotometer, for example)

t: Internal transmittance=0.83

r: Reflectance=0.17

L: Distance or thickness between main surfaces of dia-
mond single crystal

Such a diamond single crystal having an absorption
coefficient of 25 cm™" or more and 80 cm™ or less for light
having a wavelength of 350 nm can be produced in a CVD
process as described above.

EXAMPLES

Although the present invention is more specifically
described in the following examples, the present invention is
not limited to these examples. The scope of the present
invention is defined by the appended claims and embraces
all changes that fall within the scope of the claims and the
equivalents thereof.

Example 1-1

First, diamond single crystal seed substrates Nos. 1-01 to
1-22 listed in Table I were prepared. Each of these diamond
single crystal seed substrates had a size of 4x4x0.5 mm in
thickness. Nos. 1-01 to 1-13 were high-temperature and
high-pressure synthesized Ib-type diamond single crystal
substrates (HPHT Ib). Nos. 1-14 to 1-17 were high-tem-
perature and high-pressure synthesized Ila-type diamond
single crystal substrates (HPHT Ila). Nos. 1-18 to 1-22 were
gas-phase-synthesized diamond single crystal substrates
(CVD).

A 4x4 mm main surface ({100} plane) had a surface
roughness Ra of 40 nm or less. Table I shows the off-angle
of a main surface of each of the seed substrates on which a
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diamond single crystal is to be grown in a downstream
process, and the transmittance of light having a wavelength
of 800 nm.

The transmittance of light having a wavelength of 800 nm
through each of the seed substrates was then decreased as
shown in Table I by ion implantation through the main
surface. With respect to the ion implantation conditions,
phosphorus was used as an ionic species, the implantation
energy ranged from 100 to 800 keV, and the implantation
dose ranged from 1x10'3 to 5x10"° cm™2.

A diamond single crystal was epitaxially grown on the
ion-implanted main surface. A microwave plasma CVD
apparatus was used for the growth. Raw material gases
hydrogen, methane, and nitrogen were introduced into the
apparatus. The amounts of the gases were adjusted so as to
satisfy N/N,, N,/N., and T listed in Table I in the
synthesis. More specifically, N./N;, was 10% or more and
40% or less, N,/N was 0.1% or more and 10% or less, T
was 850° C. or more and less than 1000° C., and the pressure
P was 65 Torr or more and less than 110 Torr.

After the growth, the diamond single crystal was sepa-
rated from each of the seed substrates by laser cutting. The
main surface on the growth surface side and the main surface
on the laser cut surface side of the diamond single crystal
were polished such that the distance (thickness) between the
main surfaces was 1 mm, the parallelism of the main
surfaces was 10 pum or less, and the surface roughness Ra
was 40 nm or less.

The absorption coefficient of the diamond single crystal
produced on each of the seed substrates for light having a
wavelength of 350 nm was measured with an ultraviolet-
visible spectrophotometer. Table I shows the results. The
absorption coefficient ranged from 25 to 80 cm™' when the
seed substrate had an off-angle of 7 degrees or less and 30
to 80 cm™' when the seed substrate had an off-angle of 0.5
degrees or less.

Observation of the diamond single crystals with a stereo-
scopic microscope showed that no black spot due to graphite
was observed in any of the diamond single crystals.

Precision bits were manufactured using the diamond
single crystals having an absorption coefficient in the range
of 25 to 80 cm™ for light having a wavelength of 350 nm.
The cutting performance of the precision bits were evalu-
ated.

A cylindrical aluminum alloy AC4B was selected as a
workpiece. The periphery of the workpiece was turned 50
km at a cutting speed of 600 m/min under the same condi-
tions. After that, the cutting edge of each of the bits was
microscopically observed. The number of chips having a
length of 0.5 um or more was counted in each of the bits in
the observation. The number of chips was smaller than or
equal to the number of chips counted in the precision bits
manufactured using high-temperature and high-pressure
synthesized Ib-type diamond single crystals evaluated in the
same manner. In particular, the number of chips in a dia-
mond single crystal having an absorption coefficient in the
range of 30 to 80 cm™" produced on each of the seed
substrates having an off-angle of 0.5 degrees or less was
smaller than the number of chips counted in the precision
bits manufactured using high-temperature and high-pressure
synthesized Ib-type diamond single crystals.
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TABLE I

22

Seed substrate

Diamond single crystal seed substrate after implantation

800 nm 800 nm

CVD diamond growth

CVD diamond single crystal

350 nm absorption

Off-angle transmittance  transmittance NNy Npy/Ne T coefficient Graphite black
Number Type [°] [%] [%] [%] [%] [°C.] [em™] spots
No. 1-01 HPHT Ib 7.0 70 69 10 0.1 995 25 None
No. 1-02  HPHT Ib 7.0 70 1 40 10 850 50 None
No. 1-03 HPHT Ib 5.0 70 54 15 0.1 990 41 None
No. 1-04 HPHT Ib 3.0 70 29 20 1 950 52 None
No. 1-05 HPHT Ib 2.0 70 14 27 3 910 59 None
No. 1-06 HPHT Ib 1.0 70 5 32 7 870 66 None
No. 1-07 HPHT Ib 0.6 70 69 10 0.1 995 28 None
No. 1-08 HPHT Ib 0.5 70 69 10 0.1 995 30 None
No. 1-09 HPHT Ib 0.5 70 1 40 10 850 73 None
No. 1-10  HPHT Ib 0.3 70 50 20 3 930 47 None
No. 1-11 HPHT Ib 0.1 70 20 30 7 890 64 None
No. 1-12  HPHT Ib 0.0 70 69 10 0.1 995 35 None
No. 1-13 HPHT Ib 0.0 70 1 40 10 850 80 None
No. 1-14 HPHT Ila 7.0 70 69 10 0.1 995 25 None
No. 1-15 HPHT Ila 0.6 70 69 10 0.1 995 28 None
No. 1-16 HPHT Ila 0.5 70 69 10 0.1 995 30 None
No. 1-17 HPHT Ila 0.0 70 69 10 0.1 995 35 None
No. 1-18 CVD 7.0 70 69 10 0.1 995 26 None
No. 1-19  CVD 0.6 50 49 10 0.1 995 29 None
No. 1-20  CVD 0.5 30 29 10 0.1 995 32 None
No. 1-21 CVD 0.0 10 9 10 0.1 995 37 None
No. 1-22  CVD 0.0 2 1 10 0.1 995 39 None
Comparative Example 1-1 T listed in Table II in the synthesis. More specifically,
30

As shown in Table II, a diamond single crystal was
produced in the same manner as in the example No. 1-01
except that a main surface of the seed substrate had an
off-angle of 7.1 degrees with respect to the {100} plane. The
absorption coefficient for light having a wavelength of 350
nm was 23 cm™'. The number of chips in the precision bit
after the cutting evaluation was counted in the same manner
as in the example. The number of chips was greater than the
number of chips counted in the precision bits manufactured
using high-temperature and high-pressure synthesized Ib-
type diamond single crystals.

Comparative Example 1-2 to Comparative Example
1-4

Diamond single crystal seed substrates according to Com-
parative Examples 1-2 to 1-4 listed in Table II were pre-
pared. Each of these diamond single crystal seed substrates
had a size of 4x4x0.5 mm in thickness and was a high-
temperature and high-pressure synthesized Ib-type diamond
single crystal (HPHT Ib). A 4x4 mm main surface ({100}
plane) had a surface roughness Ra of 40 nm or less. Table 11
shows the off-angle of a main surface of each of the seed
substrates on which a diamond single crystal is to be grown
in a downstream process, and the transmittance of light
having a wavelength of 800 nm.

The transmittance of light having a wavelength of 800 nm
through each of the seed substrates was then decreased as
shown in Table II by ion implantation through the main
surface. The ion implantation conditions were selected from
the conditions described in the examples. A diamond single
crystal was epitaxially grown on the ion-implanted main
surface. A microwave plasma CVD apparatus was used for
the growth. Raw material gases hydrogen, methane, and
nitrogen were introduced into the apparatus. The amounts of
the gases were adjusted so as to satisfy N/N,, N,/N, and
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NN, was 10% or more and 40% or less, N,/N . was 0.1%
or more and 10% or less, and T was outside the range of 850°
C. or more and less than 1000° C.

After the growth, the diamond single crystal was sepa-
rated from each of the seed substrates by laser cutting. The
main surface on the growth surface side and the main surface
on the laser cut surface side of the diamond single crystal
were polished such that the distance (thickness) between the
main surfaces was 1 mm, the parallelism of the main
surfaces was 10 pum or less, and the surface roughness Ra
was 40 nm or less.

The absorption coefficient of the diamond single crystal
produced on each of the seed substrates for light having a
wavelength of 350 nm was measured with an ultraviolet-
visible spectrophotometer. Table 11 shows the results. Since
NN, was 10% or more and 40% or less, N,/N . was 0.1%
or more and 10% or less, and T was outside the range of 850°
C. or more and less than 1000° C. in the synthesis condi-
tions, the absorption coefficient was not in the range of 25 to
80 cm™'.

The number of chips in the precision bits after the cutting
evaluation was counted in the same manner as in the
example. The number of chips was greater than the number
of chips counted in the precision bits manufactured using
high-temperature and high-pressure synthesized Ib-type dia-
mond single crystals.

Comparative Example 1-5

As shown in Table II, a diamond single crystal was
produced in the same manner as in No. 1-13 except that the
transmittance of light having a wavelength of 800 nm was
not decreased by ion implantation in the seed substrate. The
absorption coeflicient for light having a wavelength of 350
nm was 24 cm™".

The number of chips in the precision bit after the cutting
evaluation was counted in the same manner as in the
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example. The number of chips was greater than the number
of chips counted in the precision bits manufactured using
high-temperature and high-pressure synthesized Ib-type dia-
mond single crystals.

Comparative Example 1-6 to Comparative Example
1-8

Diamond single crystal seed substrates according to Com-
parative Examples 1-6 to 1-8 listed in Table II were pre-
pared. Each of these seed substrates had a size of 4x4x0.5
mm in thickness and was a high-temperature and high-
pressure synthesized Ib-type diamond single crystal (HPHT
Ib). A 4x4 mm main surface ({100} plane) had a surface
roughness Ra of 40 nm or less. Table 1I shows the off-angle
of a main surface of each of the seed substrates on which a
diamond single crystal is to be grown in a downstream
process, and the transmittance of light having a wavelength
of 800 nm.

The transmittance of light having a wavelength of 800 nm
through each of the seed substrates was then decreased as
shown in Table II by ion implantation through the main
surface. The ion implantation conditions were selected from
the conditions described in the examples. A diamond single
crystal was epitaxially grown on the ion-implanted main
surface. A microwave plasma CVD apparatus was used for
the growth. Raw material gases hydrogen, methane, and
nitrogen were introduced into the apparatus. The amounts of
the gases were adjusted so as to satisfy N /N, N,/N, and
T listed in Table II in the synthesis. More specifically,
N/N, was 10% or more and 40% or less, N,/N . was 0.1%
or more and 10% or less, and T was outside the range of 850°
C. or more and less than 1000° C.

After the growth, the diamond single crystal was sepa-
rated from each of the seed substrates by laser cutting. The
main surface on the growth surface side and the main surface
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on the laser cut surface side of the diamond single crystal
were polished such that the distance (thickness) between the
main surfaces was 1 mm, the parallelism of the main
surfaces was 10 pum or less, and the surface roughness Ra
was 40 nm or less.

As shown in Table 11, a diamond single crystal produced
on each of the seed substrates contains graphite black spots.
Since N /N, was 10% or more and 40% or less, N,/N . was
0.1% or more and 10% or less, and T was outside the range
of 850° C. or more and less than 1000° C. in the synthesis
conditions, the graphite black spots occurred.

Comparative Example 1-9

With respect to the ion implantation conditions, phospho-
rus was used as an ionic species, the implantation energy
was 150 keV, and the implantation dose was 1x10'7 cm™=.
As shown in Table II, in an attempt to produce a diamond
single crystal in the same manner as in No. 1-01 except the
ion implantation conditions, a polycrystalline diamond
grew.

Comparative Example 1-10

With respect to the ion implantation conditions, carbon
was used as an ionic species, the implantation energy was
350 keV, and the implantation dose was 1x10'7 cm™. As
shown in Table II, a diamond single crystal was produced in
the same manner as in No. 1-13 except the ion implantation
conditions. The absorption coefficient for light having a
wavelength of 350 nm was 24 cm™.

The number of chips in the precision bit after the cutting
evaluation was counted in the same manner as in the
example. The number of chips was greater than the number
of chips counted in the precision bits manufactured using
high-temperature and high-pressure synthesized Ib-type dia-
mond single crystals.

TABLE II

Diamond single crystal seed substrate

Seed substrate

after implantation

CVD diamond single crystal

800 nm 800 nm CVD diamond growth 350 nm absorption

Off-angle transmittance  transmittance NNz Nuy/Ne T coefficient Graphite
Number Type [°] [%] [%] [%] [%] [°C] [em™ black spots
Comparative HPHT Ib 7.1 70 69 10 0.1 995 23 None
example 1-1
Comparative HPHT Ib 0.0 70 1 10 0.1 1000 23 None
example 1-2
Comparative HPHT Ib 0.0 70 1 9 0.1 995 22 None
example 1-3
Comparative HPHT Ib 0.0 70 1 10 0.09 995 24 None
example 1-4
Comparative HPHT Ib 0.0 70 70 40 10 850 24 None
example 1-5
Comparative HPHT Ib 7.0 70 69 40 10 845 44 Observed
example 1-6
Comparative HPHT Ib 7.0 70 69 41 10 850 45 Observed
example 1-7
Comparative HPHT Ib 7.0 70 69 40 11 850 43 Observed
example 1-8
Comparative HPHT Ib 7.0 70 0 10 0.1 995 No single crystal growth
example 1-9
Comparative HPHT Ib 7.0 70 1 40 10 850 22 None

example 1-10
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Example 2-1

First, diamond single crystal seed substrates Nos. 2-01 to
2-22 listed in Table III were prepared. Each of these dia-
mond single crystal seed substrates had a size of 4x4x0.5
mm in thickness. Nos. 2-01 to 2-13 were high-temperature
and high-pressure synthesized Ib-type diamond single crys-
tals (HPHT Ib). Nos. 2-14 to 2-17 were high-temperature
and high-pressure synthesized Ila-type diamond single crys-
tals (HPHT Ila). Nos. 2-18 to 2-22 were gas-phase-synthe-
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After the growth, the diamond single crystal was sepa-
rated from each of the seed substrates by laser cutting. The
main surface on the growth surface side and the main surface
on the laser cut surface side of the diamond single crystal
were polished such that the distance (thickness) between the
main surfaces was 1 mm, the thickness of the first layer was
900 um, the thickness of the second layer was 100 pum, the
parallelism of the main surfaces was 10 um or less, and the
surface roughness Ra was 40 nm or less.

sized diamond single crystals (CVD). 10 Anportion of a diamond single crystal produced on each of

A 4x4 mm main surface ({100} plane) had a surface the seed substrates was cut out. The absorption coefficients
roughness Ra of 40 nm or less. Table III shows the off-angle of the first layer and the second layer for light having a
of a main surface of each of the seed substrates on which a wavelength of 350 nm were measured with an ultraviolet-
diamond single cry stal. is to be grown 1in a downstream visible spectrophotometer and utilizing reactive ion etching.
process, and the transmittance of light having a wavelength Table 11T shows the results
of 800 nm. . T . .

The transmittance of light having a wavelength of 800 nm Observa.tlon pf each of the diamond single crystals with a
through each of the seed substrates was then decreased as stereoscopic microscope showed that no black spot due to
shown in Table III by ion implantation through the main  graphite was observed in any of the diamond single crystals.
surface. With respect to the ion implantation conditions, A cutting tool was manufactured using each of the dia-
phosphorus was used as an ionic species, the implantation 2° mond single crystals including the first layer having an
energy ranged from 100 to 800 keV, and the implantation absorption coefficient in the range of 25 to 80 cm™" and the
dose ranged from 1x10" to 5x10*® cm™=>. A diamond single second layer having an absorption coefficient of less than 25
crystal was epitaxially grown on the ion-implanted main cm™" such that the second layer formed a rake face, and was
surface. subjected to cutting performance evaluation.

A microwave plasma CVD apparatus was used for the > A cylindrical aluminum alloy AC4B was selected as a
growth. Raw material gases hydrogen, methane, and nitro- workpiece. The periphery of the workpiece was turned 50
gen were introduced into the apparatus. A first layer and a km at a cutting speed of 600 m/min under the same condi-
second layer were synthesized while the amounts of the tions. After that, the cutting edge of the cutting tool was
gases were adjusted so as to satisfy N/N,, N./N, and T microscopically observed. The number of chips having a
listed in Table III. With respect to the synthesis conditions 30 length of 0.5 um or more was counted in the cutting tool in
for the first layer, N /N, was 10% or more and 40% or less, the observation. The number of chips was smaller than the
N,/N was 0.1% or more and 10% or less, T was 850° C. number of chips counted in cutting tools manufactured using
or more and less than 1000° C., and the pressure P was 65 high-temperature and high-pressure synthesized Ib-type dia-
Torr or more and less than 110 Torr. With respect to the mond single crystals evaluated in the same manner. The
synthesis conditions for the second layer, N/N, was more 3 fank wear was also smaller than the flank wears of cutting
than 0% and less than 10% or N,/N. was less than 0.1%, T tools manufactured using high-temperature and high-pres-
was less than 1000° C., and the pressure P was 110 Torr or sure synthesized Ib-type diamond single crystals evaluated
more and 400 Torr or less. in the same manner.

TABLE III

Seed substrate

Diamond single crystal seed substrate

after implantation

CVD diamond single crystal

Presence or

800 nm 800 nm CVD diamond growth 350 nm absorption absence of
Off-angle  transmittance  transmittance  Layer No. N/Ng Np/Ne T coefficient graphite black
Number Type [°] [%0] [%] n [%0] [%] [°C.] [em™ spots
No. 2-01 HPHT Ib 7.0 70 69 1 10 0.1 995 25 None
2 10 0.09 850 23 None
No. 2-02 HPHT Ib 7.0 70 1 1 40 10 850 50 None
2 40 0.09 850 24 None
No. 2-03 HPHT Ib 5.0 70 54 1 15 0.1 990 41 None
2 9 0.1 850 22 None
No. 2-04 HPHT Ib 3.0 70 29 1 20 1 950 52 None
2 9 10 850 24 None
No. 2-05 HPHT Ib 2.0 70 14 1 27 3 910 59 None
2 27 0.09 910 22 None
No. 2-06 HPHT Ib 1.0 70 5 1 32 7 870 66 None
2 5 7 870 10 None
No. 2-07 HPHT Ib 0.6 70 69 1 10 0.1 995 28 None
2 10 0.09 995 18 None
No. 2-08 HPHT Ib 0.5 70 69 1 10 0.1 995 30 None
2 3 0.1 995 4 None
No. 2-09 HPHT Ib 0.5 70 1 1 40 10 850 73 None
2 35 0.09 850 23 None
No. 2-10 HPHT Ib 0.3 70 50 1 20 3 930 47 None
2 9 3 930 22 None
No. 2-11 HPHT Ib 0.1 70 20 1 30 7 890 64 None
2 30 0.09 890 22 None
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TABLE III-continued

Seed substrate

Diamond single crystal seed substrate after implantation

CVD diamond single crystal

Presence or

800 nm 800 nm CVD diamond growth 350 nm absorption absence of
Off-angle  transmittance  transmittance Layer No. NNz Np/Ne T coeflicient graphite black
Number Type M [%] [%] n [%] [%0] [°C] [em™] spots
No. 2-12 HPHT Ib 0.0 70 69 1 10 0.1 995 35 None
2 10 0.09 995 19 None
No. 2-13 HPHT Ib 0.0 70 1 1 40 10 850 80 None
2 9 10 850 24 None
No. 2-14 HPHT Ila 7.0 70 69 1 10 0.1 995 25 None
2 10 0.09 850 23 None
No. 2-15 HPHT Ila 0.6 70 69 1 10 0.1 995 28 None
2 10 0.09 995 18 None
No. 2-16 HPHT Ila 0.5 70 69 1 10 0.1 995 30 None
2 1 0.1 995 1 None
No. 2-17 HPHT Ila 0.0 70 69 1 10 0.1 995 35 None
2 10 0.09 995 19 None
No. 2-18 CVD 7.0 70 69 1 10 0.1 995 26 None
2 10 0.09 850 24 None
No. 2-19 CVD 0.6 50 49 1 10 0.1 995 29 None
2 10 0.09 995 19 None
No. 2-20 CVD 0.5 30 29 1 10 0.1 995 32 None
2 9 0.1 995 18 None
No. 2-21 CVD 0.0 10 9 1 10 0.1 995 37 None
2 10 0.09 995 21 None
No. 2-22 CVD 0.0 2 1 1 10 0.1 995 39 None
2 10 0.09 995 23 None

Comparative Example 2-1

A diamond single crystal according to Comparative
Example 1 listed in Table IV was manufactured. A first layer
and a second layer had an absorption coefficient of 22 and
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In the same manner as in the examples, a cutting tool was
manufactured, and a workpiece was cut with the cutting tool.
The flank wear after the cutting was measured. The flank
wear was greater than the flank wear of a bit manufactured
using a known diamond single crystal having an absorption

23 cm™, respectively, for light having a wavelength of 350 35 coefficient of 5 cm™! for light having a wavelength of 350

nm. nm.
TABLE IV
Seed substrate CVD diamond single crystal
Diamond single crystal seed substrate after implantation Presence or
800 nm 800 nm CVD diamond growth 350 nm absorption absence of
Off-angle transmittance  transmittance  Layer No. N/Nz Np/Ne T coefficient graphite black
Number Type M [%0] [%] n [%0] [%] [°C.] [em™ spots
Comparative HPHT Ib 7.0 70 69 1 5 0.1 995 22 None
example 2-1 2 10 0.09 850 23 None
Comparative HPHT Ib 7.0 70 1 1 40 10 850 50 None
example 2-2 2 40 0.2 850 27 None
In the same manner as in the examples, a cutting tool was Example 2-2

manufactured, and a workpiece was cut with the cutting tool.
The number of chips after the cutting was counted. The
number of chips was greater than the number of chips
counted in the precision bits manufactured using high-
temperature and high-pressure synthesized Ib-type diamond
single crystals.

Comparative Example 2-2

A diamond single crystal according to Comparative
Example 2 listed in Table IV was manufactured. A first layer
and a second layer had an absorption coefficient of 50 and
27 em™", respectively, for light having a wavelength of 350
nm.

60
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First, a diamond single crystal seed substrate No. 2-23
listed in Table V was prepared. The diamond single crystal
seed substrate had a size of 4x4x0.5 mm in thickness and
was a high-temperature and high-pressure synthesized Ib-
type diamond single crystal (HPHT Ib). A 4x4 mm main
surface had a surface roughness Ra of 40 nm or less. Table
V shows the off-angle of a main surface of the seed substrate
on which a diamond single crystal is to be grown in a
downstream process, and the transmittance of light having a
wavelength of 800 nm.

The transmittance of light having a wavelength of 800 nm
through the seed substrate was then decreased as shown in
Table V by ion implantation through the main surface. With
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respect to the ion implantation conditions, phosphorus was
used as an ionic species, the implantation energy was 600
keV, and the implantation dose was 5x10'®> cm™2. A diamond
single crystal was epitaxially grown on the ion-implanted
main surface.

A microwave plasma CVD apparatus was used for the
growth. Raw material gases hydrogen, methane, and nitro-
gen were introduced into the apparatus. First to fourth layers
were synthesized while the amounts of the gases were
adjusted so as to satisfy N /N, N,/N, and T listed in Table
V. With respect to the synthesis conditions for the first to
third layers, N./N, was 10% or more and 40% or less,
N,/N was 0.1% or more and 10% or less, T was 850° C.
or more and less than 1000° C., and the pressure P was 65
Torr or more and less than 110 Torr. With respect to the
synthesis conditions for the fourth layer, N /N, was more
than 0% and less than 10% or N,/N was less than 0.1%, T
was less than 1000° C., and the pressure P was 110 Torr or
more and 400 Torr or less.

After the growth, the diamond single crystal was sepa-
rated from the seed substrate by laser cutting. The main
surface on the growth surface side and the main surface on
the laser cut surface side of the diamond single crystal were
polished such that the distance (thickness) between the main
surfaces was 1 mm, the thickness of the first layer was 700
um, the thicknesses of the second and third layers were 100
um, the parallelism of the main surfaces was 10 pum or less,
and the surface roughness Ra was 40 nm or less.

A portion of a diamond single crystal produced on the
seed substrate was cut out. The absorption coefficients of the
first to fourth layers for light having a wavelength of 350 nm
were measured with an ultraviolet-visible spectrophotom-
eter and utilizing reactive ion etching. Table V shows the
results.

In the diamond single crystal thus produced, the first to
third layers had an absorption coeflicient in the range of 25
to 80 cm™, the fourth layer had an absorption coefficient of
less than 25 cm™, and the absorption coefficient for light
having a wavelength of 350 nm increased monotonically
from one main surface to the other main surface. A cutting
tool was manufactured using the diamond single crystal such
that the fourth layer formed a rake face, and was subjected
to cutting performance evaluation.

A cylindrical aluminum alloy AC4B was selected as a
workpiece. The periphery of the workpiece was turned 50
km at a cutting speed of 600 m/min under the same condi-
tions as Example 1. After that, the cutting edge of the cutting
tool was microscopically observed. The number of chips
having a length of 0.5 pm or more was counted in the
observation. The number of chips was smaller than the
number of chips counted in a cutting tool manufactured
using the No. 2-13 diamond single crystal evaluated in the
same manner.
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Example 3-1

Single crystal diamond cutting tools (Nos. 3-01 to 3-42)
having the shape illustrated in FIG. 3 were manufactured as
single crystal diamond tools and were subjected to a cutting
evaluation test. A diamond single crystal joined to a shank
of each of the cutting tools was manufactured as described
below.
<Production of Diamond Single Crystal>

First, 4x4x0.5 mm in thickness diamond single crystal
seed substrates of a high-temperature and high-pressure
synthesized Ib-type diamond single crystal (HPHT Ib),
high-temperature and high-pressure synthesized Ila-type
diamond single crystal (HPHT Ila), or gas-phase-synthe-
sized diamond single crystal substrate (CVD) were pre-
pared.

A 4x4 mm main surface ({100} plane) had a surface
roughness Ra of 40 nm or less. Table VI shows the off-angle
of a main surface of each of the seed substrates on which a
diamond single crystal is to be grown in a downstream
process, and the transmittance of light having a wavelength
of 800 nm.

The transmittance of light having a wavelength of 800 nm
through each of the seed substrates was then decreased as
shown in Table VI by ion implantation through the main
surface. With respect to the ion implantation conditions,
phosphorus was used as an ionic species, the implantation
energy ranged from 100 to 800 keV, and the implantation
dose ranged from 1x10'3 to 5x10"° cm™2.

A diamond single crystal was epitaxially grown on the
ion-implanted main surface. A microwave plasma CVD
apparatus was used for the growth. Raw material gases
hydrogen, methane, and nitrogen were introduced into the
apparatus. The amounts of the gases were adjusted so as to
satisfy N/Ng, N,/N., and T listed in Table VI in the
synthesis.

After the crystal growth, the diamond single crystal was
separated from each of the seed substrates by laser cutting.
The main surface on the growth surface side and the main
surface on the laser cut surface side of the diamond single
crystal were polished such that the distance (thickness)
between the main surfaces was 1 mm, the parallelism of the
main surfaces was 10 pm or less, and the surface roughness
Ra was 40 nm or less.

The absorption coefficient of the diamond single crystal
produced on each of the seed substrates for light having a
wavelength of 350 nm was measured with an ultraviolet-
visible spectrophotometer. Table VI shows the results.

Observation of the diamond single crystals with a stereo-
scopic microscope showed that no black spot due to graphite
was observed in any of the diamond single crystals.

TABLE V

Seed substrate

Diamond single crystal seed substrate after implantation

800 nm 800 nm

CVD diamond single crystal

Presence or

CVD diamond growth 350 nm absorption absence of

Off-angle  transmittance  transmittance Layer No. NNz Np/Ne T coefficient graphite black
Number Type M [%] [%] n [%] [%0] [°C] [em™] spots
No. 2-23 HPHT Ib 0.0 70 1 1 40 10 850 80 None
2 20 10 850 55 None
3 13 10 850 34 None
4 9 10 850 24 None
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TABLE VI
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Seed substrate

Diamond single crystal seed substrate after implantation

CVD diamond single crystal

800 nm 800 nm CVD diamond growth 350 nm absorption
Off-angle transmittance  transmittance NNy Npy/Ne T coefficient Graphite
Number Type [?1 [%] [%] [%] [%] [°C] [em™] black spots
No.a  HPHTIb 7.0 70 69 8 0.01 995 1 None
No.b  HPHT Ib 7.0 70 1 9 10 850 10 None
No.¢  HPHTIla 5.0 70 54 9 0.1 990 24 None
No.d HPHTIla 3.0 70 29 10 0.2 950 25 None
No.e CVD 2.0 70 14 27 3 910 50 None
No.f CVD 1.0 70 5 32 7 870 80 None
15

<Manufacture of Single Crystal Diamond Cutting Tool>

Seven samples of each of the diamond single crystals Nos.
a to f thus produced were subjected to ion implantation.
After the ion implantation, a single crystal diamond cutting
tool was manufactured by joining the diamond single crystal
to a shank of a cutting tool as a diamond single crystal insert.
The insert was joined to the shank by silver brazing.

The plane orientation of the bottom and back side of the
diamond single crystal insert to be joined to the shank was
the {100} plane.

As shown in Table VII, a change (A) in transmittance of
light having a wavelength of 800 nm due to the removal of
the ion-implanted layer of the diamond single crystal insert
ranged from 1% to 70%, and the absorption coefficient (B)
for lilght having a wavelength of 350 nm ranged from 1 to 80
cm

An ion-implanted layer was formed by implantation
through a main surface on the side to be joined to the shank.

20

25

As a result, the number of chips or cracks was 7 in a
cutting tool manufactured using a high-temperature and
high-pressure synthesized Ib-type diamond single crystal
evaluated in the same manner, 5 to 7 in Nos. 3-01 to 3-09,
2 to 4 in Nos. 3-10 to 3-21, 1 to 2 in Nos. 3-22 to 3-30, and
0 to 1 in Nos. 3-31 to 3-42. The flank wear in all the Nos.
3-21 to 3-42 was smaller than the flank wears of cutting tools
manufactured using high-temperature and high-pressure
synthesized Ib-type diamond single crystals evaluated in the
same manner.

The tool performance of the Nos. 3-01 to 3-09 cutting
tools with respect to the number of chips or cracks and the
flank wear was equal to or higher than the tool performance
of known cutting tools manufactured using high-tempera-
ture and high-pressure synthesized Ib-type diamond single
crystals. The tool performance of the Nos. 3-10 to 3-42
cutting tools was better than the tool performance of the
known cutting tools.

TABLE VII

B

1 10 24 25 50 80

No.
No.
No.
No.
No.
No.
No.

3-01
3-04
3-07
3-10
3-13
3-16
3-19

No.
No.
No.
No.
No.
No.
No.

3-02
3-05
3-08
3-11
3-14
3-17
3-20

No.
No.
No.
No.
No.
No.
No.

3-03
3-06
3-09
3-12
3-15
3-18
3-21

No.
No.
No.
No.
No.
No.
No.

3-22
3-25
3-28
3-31
3-34
3-37
3-40

No.
No.
No.
No.
No.
No.
No.

3-23
3-26
3-29
3-32
3-35
3-38
3-41

No.
No.
No.
No.
No.
No.
No.

3-24
3-27
3-30
3-33
3-36
3-39
3-42

A: 800 nm transmittance change due to removal of ion-implanted layer [%]

B: 350 nm absorption coefficient [cm’l]

The implanted ionic species was phosphorus, the implanta-
tion energy was 900 keV, the implantation angle was 7
degrees, and the implantation dose ranged from 1x10'3 to
5x10'* cm™2. The implantation depth was 0.53 m from the
main surface on the side to be joined to the shank.

The insert nose had a curvature radius of 1 mm, a rake
angle of 0 degrees, a clearance angle of 7 degrees, and a
degree of contour in the range of 50 to 100 nm.

The cutting tool was subjected to a cutting test. A cylin-
drical aluminum alloy AC4B was selected as a workpiece.
The periphery of the workpiece was turned 50 km at a
cutting speed of 600 m/min, a feed speed of 0.1 mm/rotation,
and a cutting allowance of 0.2 mm/diameter. An aqueous
emulsion was used as a cutting fluid. After that, the cutting
edge of the cutting tool was microscopically observed. The
number of chips or cracks having a length of 0.5 um or more
was counted in the cutting tool in the observation.
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Comparative Example 3-1

Single crystal diamond cutting tools were manufactured
in the same manner as in the examples except that all the
diamond single crystals produced in the same manner as in
the examples included no ion-implanted layer.

The cutting tools were subjected to the cutting test
described in the examples. The number of chips or cracks
having a length of 0.5 um or more was more than 7, which
was greater than the number of chips or cracks in cutting
tools manufactured using high-temperature and high-pres-
sure synthesized Ib-type diamond single crystals.

Comparative Example 3-2

Cutting tools were manufactured using diamond single
crystals having absorption coefficients of 81 and 85 cm™! for
light having a wavelength of 350 nm without ion implan-
tation.
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The cutting tools were subjected to the cutting test
described in the examples. However, the cutting tools were
cracked during cutting and were not turned 50 km.

All the single crystal diamonds according to the present
invention had small mobility (less than 1000 cm?/V/s) and
low resistance (less than 10** Qcm) at a high electric field
(10° V/cm or more) because of impurities and point defects.

REFERENCE SIGNS LIST

11 diamond single crystal seed substrate
12 main surface of diamond single crystal seed substrate
21 single crystal diamond tool
22 diamond single crystal insert
23 holder
24 bottom of diamond single crystal insert
25 back side of diamond single crystal insert
31 single crystal diamond cutting tool
32 diamond single crystal insert
33 holder
34 bottom
35 back side
36 ion-implanted layer
The invention claimed is:
1. A diamond single crystal synthesized using a chemical
vapor synthesis method and having an absorption coefficient
of 35 ecm™ or more and 80 cm™" or less for light having a
wavelength of 350 nm.
2. The diamond single crystal according to claim 1,
wherein the absorption coefficient is 35 cm™ or more and 64
cm™' or less.
3. A diamond single crystal produced by gas-phase syn-
thesis,
wherein the diamond single crystal includes two or more
diamond monocrystalline layers having different
absorption coefficients for light having a wavelength of
350 nm,

one of the diamond monocrystalline layers having one
main surface has an absorption coefficient of less than
25 cm™ for light having a wavelength of 350 nm, and
another of the diamond monocrystalline layers having
the other main surface has an absorption coefficient of
25 cm™" or more and 80 cm™" or less for light having a
wavelength of 350 nm, and

any of the two or more diamond monocrystalline layers

has an absorption coefficient of 80 cm™" or less for light
having a wavelength of 350 nm.

4. The diamond single crystal according to claim 3,
wherein the diamond single crystal includes two or more
diamond monocrystalline layers, and the absorption coeffi-
cient for light having a wavelength of 350 nm increases
monotonically from the diamond monocrystalline layer hav-
ing one main surface and having an absorption coefficient of
less than 25 cm™! for light having a wavelength of 350 nm
to the diamond monocrystalline layer having the other main
surface and having an absorption coefficient of 25 cm™" or
more and 80 cm™ or less for light having a wavelength of
350 nm.

5. A method for producing a diamond single crystal,
comprising:

implanting an ion other than carbon into a main surface of

a diamond single crystal seed substrate and thereby
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decreasing the transmittance of light having a wave-
length of 800 nm, the main surface having an off-angle
of 7 degrees or less with respect to a {100} plane; and

homoepitaxially growing a diamond single crystal on the
ion-implanted main surface of the seed substrate using
a chemical vapor synthesis method under synthesis
conditions where the ratio NC/N,; of the number of
carbon-containing molecules N, to the number of
hydrogen molecules N, in a gas phase is 10% or more
and 40% or less, the ratio N,/N. of the number of
nitrogen molecules N,; to the number of carbon-con-
taining molecules N in the gas phase is 0.1% or more
and 10% or less, and the seed substrate temperature T
is 850° C. or more and less than 1000° C.

6. The method for producing a diamond single crystal
according to claim 5, further comprising: homoepitaxially
growing a diamond single crystal on the growth surface, on
which the diamond single crystal has been homoepitaxially
grown, using a chemical vapor synthesis method under
synthesis conditions where either the ratio N/N,, of the
number of carbon-containing molecules N to the number of
hydrogen molecules N, in a gas phase is more than 0% and
less than 10% or the ratio N,/N_. of the number of nitrogen
molecules N, to the number of carbon-containing molecules
N, is less than 0.1%, and the seed substrate temperature T
is less than 1000° C.

7. The method for producing a diamond single crystal
according to claim 5, wherein the off-angle is 3 degrees or
less.

8. The method for producing a diamond single crystal
according to claim 5, further comprising separating the seed
substrate from the diamond single crystal homoepitaxially
grown on the seed substrate.

9. A single crystal diamond tool, comprising a cutting
edge made of the diamond single crystal according to claim
3, wherein the cutting edge has a rake face formed of a main
surface of the diamond single crystal, and the main surface
has an absorption coeflicient of less than 25 cm™ for light
having a wavelength of 350 nm.

10. A single crystal diamond tool, comprising a diamond
single crystal joined to a shank of the tool, wherein the
diamond single crystal includes an ion-implanted layer
formed by ion implantation into a crystal face on a side of
the diamond single crystal to be joined to the shank.

11. The single crystal diamond tool according to claim 10,
wherein the single crystal diamond tool is a single crystal
diamond cutting tool.

12. The single crystal diamond tool according to claim 10,
wherein the transmittance of light having a wavelength of
800 nm in a direction perpendicular to the ion-implanted
layer in the diamond single crystal having the ion-implanted
layer changes 10% or more due to removal of the ion-
implanted layer.

13. The single crystal diamond tool according to claim 10,
wherein the diamond single crystal before the ion implan-
tation has an absorption coefficient of 25 cm™ or more and
80 cm™! or less for light having a wavelength of 350 nm in
a direction perpendicular to a face of the diamond single
crystal on which the ion-implanted layer is to be formed.
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